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Data collection
Rigaku R-AXIS RAPID diffractometer Absorption correction: multi-scan (ABSCOR; Higashi, 1995) T min = 0.793, T max = 0.976 40907 measured reflections 8133 independent reflections 4163 reflections with I > 2(I) R int = 0.125 Refinement R[F 2 > 2(F 2 )] = 0.086 wR(F 2 ) = 0.264 S = 0.97 8133 reflections 607 parameters H-atom parameters constrained Á max = 1.17 e Å À3 Á min = À1.00 e Å À3 Table 1 Selected geometric parameters (Å , ). 108.0 (2) O5 i -Na1-N7 149.5 (3) O6-Na1-O7 92.9 (2) O6-Na1-O8 101.3 (2) O6-Na1-N7 107.6 (2) O7-Na1-O8 156.4 (2) O7-Na1-N7 73.9 (2) O8-Na1-N7 83.8 (2) Symmetry codes: (i) Àx þ 1; Ày; Àz þ 1; (ii) x; y þ 1; z; (iii) x; y À 1; z.
metal-organic compounds m240 Yohei et al. Table 2 Hydrogen-bond geometry (Å , ). Data collection: PROCESS-AUTO (Rigaku, 1998) ; cell refinement: PROCESS-AUTO; data reduction: CrystalStructure (Rigaku/ MSC, 2006) ; program(s) used to solve structure: SIR2004 (Burla et al., 2005) ; program(s) used to refine structure: SHELXL97 (Sheldrick, 1997) ; molecular graphics: ORTEPIII (Burnett & Johnson, 1996) ; software used to prepare material for publication: CrystalStructure.
Supplementary data and figures for this paper are available from the IUCr electronic archives (Reference: SJ2453). The dimer comprises two octahedral Fe III units linked by two bridging five-coordinate Na I cations. Each Fe III atom is chelated by the N and two O atoms from two 3-anilinocarbonyl-1-[(5-chloro-2-oxidophenyl)diazenyl]-2-naphtholate ligands with the naphtholate and chloro-2-oxidophenyl O atoms mutually cis. In each octahedral Fe III unit, there are two intramolecular N3-H3N···O1 and N6-H6N···O3 hydrogen bonds that effect the conformation of the molecule (Table   2 ). The five-coordinate Na cation binds to N7 of the acetonitrile molecule, the O7 and O8 atoms of the two coordinated water molecules, and to the O6 and O5 i carbonyl O atoms from of each octahedral Fe III unit [symmetry code (i): 1 -x, -y, 1 -z]). There are also two hydrated water molecules O9 and O9 ii [symmetry code (ii): x, y -1,z].
In the crystal structure the dimeric molecules are bridged by a pair of discrete intermolecular O-H···O hydrogen bonds as shown in Fig. 3 . One of these involves a sodium bound water molecule and a hydrate water, and the other a 5chlorphenolate O atom and a hydrate water to form an extended chain along b. The atoms involved are: O8-(H)···O9 and O9-(H)···O4 ii [symmetry code: (ii) x, -1 + y, z] with the H atoms in parenthesis not located. The H atoms on the O7, O8 and O9 atoms of the water molecules could not be found in difference density maps. However the bond distances O8 -O9, 2.730 (7) and O9-O4 ii , 2.710 (6) Å [symmetry code: (ii) x, -1 + y, z] strongly suggest the presence of classical hydrogen bonds.
S2. Experimental
Compound I was prepared according to the previously reported method (Yasumatsu et al., 2006) . Single crystals of (I) were recrystallized from an acetonitrile solution as blocks over a 48 h period.
S3. Refinement
All H atoms were placed in geometrically idealized positions and constrained to ride on their parent atoms, with C-H = 0.93 except for C-H in methyl groups (0.96) and N-H = 0.86 A, and U iso (H) = 1.2 U eq (parent atom). Six H atoms on supporting information sup-2 Acta Cryst. (2008). E64, m240-m241 the three water molecules (O7, O8 and O9) were not located in difference electron density maps. R-merge for the reflection data was 12.5%. This indicates poor crystal quality resulting in a rather high value of the R factor.
Figure 1
A view of the molecular structure of (I), showing 30% displacement ellipsoids.
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sup-3 Acta Cryst. (2008). E64, m240-m241
Figure 2
The centrosymmetric complex dimer. The two Fe-azo complexes are bridged by Na1 and Na1 i cations through Na1-O5 i and Na1-O6, and Na1 i -O5 and Na1 i -O6 i bonds, respectively [symmetry code(i): 1 -x, -y, 1 -z]. Refinement. Refinement of F 2 against ALL reflections. The weighted R-factor wR and goodness of fit S are based on F 2 , conventional R-factors R are based on F, with F set to zero for negative F 2 . The threshold expression of F 2 > σ(F 2 ) is used only for calculating R-factors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on ALL data will be even larger. (2) 1.289 (5) C31-C32 1.455 (7) N4-C29 1.409 (7) C32-C33 1.412 (8) N5-C31 1.380 (7) C32-C37 1.418 (7) N6-C40 1.353 (7) C33-C34 1.373 (7) N6-C41 1.407 (7) C33-H33 0.930 N6-H6N 0.860 C34-C35 1.406 (8) (17) C21-C20-H20 120.1 O3-Fe1-N1 102.70 (16) C20-C21-C22 119.5 (6) 
